CH/O interaction is recognized as a weak hydrogen bond with less directionality, compared with a strong hydrogen bond such as that between carboxylic acids. Therefore, the interaction does not seem to be suitable for precise design of crystal structures. In connection with this, however, we emphasized that the CH/O interaction, particularly that provided by methyl ester group, can utilize for affirmative generation of polymorphs of cyclic pi conjugated molecules. Since functionality of solid state materials based on pi conjugated molecules is crucially affected by their molecular arrangements, polymorphs are exactly appropriate systems to reveal the superstructure-dependent properties of such the materials, and therefore, affirmative preparation of polymorphs of pi conjugated molecules is challenging. Herein, we describe formation, crystallographic characterization, and superstructure-dependent properties of polymorphs of methyl ester functionalized dehydrobenzoannulenes (DBAs), a family of cyclic conjugated molecules consisted of benzene rings and acetylene units.
